Selective Formation of ortho-Aminobenzylamines by the Copper-Catalyzed Amination of Benzylamine Boronate Esters.
The copper-catalyzed coupling between benzylamino boronate esters and aryl amines has been investigated. Formation of ortho-aminobenzylamines was achieved under oxidative conditions in the presence of copper(II) acetate. The major side product of the transformation is the homocoupling of the aryl boronate ester. The formation of the desired diamines was found to be improved in the absence of base, increasing selectivity over the homocoupled product. Both electron-donating and electron-withdrawing substituents are tolerated on both the boronate ester substrate and the aniline coupling partner under the reaction conditions. The presence of the adjacent benzylamine moiety appears to enhance the reactivity of the boronate ester and influence the resulting product distribution, likely by affecting the competing rates of transmetalation in the catalytic cycles.